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As a result, there is provided a novel acid generator which is
suitably used as an acid generator for a resist composition,
which solves the problems of exposure margin and MEF
particularly without degradation of resolution and can be
effectively and widely used, a chemically amplified resist
composition using the same, and a patterning process.
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ACID GENERATOR, CHEMICALLY
AMPLIFIED RESIST COMPOSITION, AND
PATTERNING PROCESS

BACKGROUND OF THE INVENTION

1. Field of the Invention

The present invention relates to a novel acid generator
which is suitably used, especially as an acid generator for a
resist composition, a chemically amplified resist composition
using the same, and a patterning process.

2. Description of the Related Art

In recent years, as LSI progresses towards high integration
and a further acceleration in speed, a miniaturization of a
pattern rule is required. Deep-ultraviolet lithography and
vacuum ultraviolet lithography are thought to hold particular
promise as the next generation microfabrication technology.
In particular, photolithography using an ArF excimer laser as
the light source is the technique essential to ultra-fine micro-
fabrication capable of achieving a size of 0.13 pm or less.

ArF lithography has started being partially used from pro-
duction of a 130-nanometer node device, and used as a main
lithography technique from production of a 90-nanometer
node device. At first, 157-nm lithography with a F, laser has
held promise for the next technique of 45-nm node lithogra-
phy. However, the delayed development caused by various
problems has been pointed, and ArF immersion lithography
has been proposed suddenly. In the ArF immersion lithogra-
phy, a liquid having a higher refractive index than air, such as
water, ethylene glycol, or glycerin, is placed between a pro-
jection lens and a wafer to set the numerical aperture (NA) of
the projection lens to 1.0 or more and achieve a high degree of
resolution (see, Non-Patent Document 1).

To prevent a precise and expensive optical material from
deteriorating, the ArF lithography requires a resist composi-
tion having a high sensitivity capable of getting sufficient
resolution even by a small exposure dose. As a strategy for the
resist composition, it is most common that a component hav-
ing a high transparent at a wavelength of 193 nm is selected.
For example, a polyacrylic acid and derivatives thereof, a
norbornene-maleic acid anhydride alternating polymer,
polynorbornene, a ring-opening metathesis polymer, and a
hydrogenated ring-opening metathesis polymer have been
proposed as a base resin. This proposal achieves some results
in terms of increasing the transparency of a resin itself.

Various photoacid generators have been investigated.
When a photoacid generator generating an alkane or an arene
sulfonic acid, which is used for a chemically amplified resist
composition using the conventional KrF excimer laser as the
light source, is used as a component of the ArF chemically
amplified resist composition, the acid strength is not suffi-
cient to cut the acid labile group of a resin, a resolution cannot
be achieved, or a sensitivity is low. Thus, the resist composi-
tion is not suitable for production of a device.

For this reason, as a photoacid generator in the ArF chemi-
cally amplified resist composition, photoacid generators gen-
erating a perfluoroalkanesulfonic acid having a high acid
strength are typically used. The photoacid generators gener-
ating a perfluoroalkanesulfonic acid have been developed for
a KrF resist composition. For example, Patent Documents 1
and 2 describe photoacid generators generating perfluorohex-
anesulfonic acid, perfluorooctanesulfonic acid, perfluoro-4-
ethylcyclohexanesulfonic acid, and perfluorobutanesulfonic
acid. Further, as a novel acid generator, acid generators gen-
erating a perfluoroalkyl ether sulfonic acid are suggested in
Patent Documents 3 to 5.
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On the other hand, perfluorooctanesulfonic acid or deriva-
tives thereof are known as its acronym PFOS, and have prob-
lems of stability (non-degradability) caused by a C—F bond,
bioconcentration due to hydrophobicity and lipophilicity, and
accumulation. Environmental Protection Agency (EPA) has
adopted Significant New Use Rule, listing 13 PFOS-related
chemical substances and further 75 chemical substances
although their use in the photoresist field is excluded. Further,
ithas been suggested that Significant New Use Ruleis applied
to 183 chemical substances such as a perfluoroalkanesulfonic
acid or a derivative thereof.

To cope with the problems of PFOS, various companies
have developed a partially fluorine-substituted alkane-
sulfonic acid having a lower fluorine substitution ratio. For
example, Patent Document 6 discloses development of an
a,a-difluoroalkanesulfonic acid salt from an a.,a-difluoro-
alkene and a sulfur compound, and a resist composition con-
taining a photoacid generator generating such a sulfonic acid
upon exposure, specifically di(4-tert-butylphenyl)iodonium
1,1-difluoro-2-(1-naphthyl)ethanesulfonate. Patent Docu-
ment 7 discloses development of an a,c.,p,B-tetrafluoroal-
kanesulfonic acid salt from an a,a.,p3, -tetrafluoro-a-iodoal-
kane and a sulfur compound, a photoacid generator
generating such a sulfonic acid, and a resist composition.
Patent Document 3 discloses a photoacid generator having a
difluorosulfoacetic acid alkyl ester (e.g., 1-(alkoxycarbony)-
1,1-difluoromethane sulfonate), or a difluorosulfoacetic acid
amide (e.g., 1-carbamoyl-1,1-difluoromethane sulfonate),
but does not describe a synthesis method thereof. Patent
Document 8 discloses a photosensitive composition contain-
ing a compound generating a partially fluorinated-alkane-
sulfonic acid having a sulfonylamide structure derived from
perfluoroalkylene disulfonyl difluoride.

The substances described in Patent Documents have a
lower fluorine substitution ratio. However, since the sub-
stances have a hydrocarbon skeleton which is unlikely to be
degraded as a basic skeleton, and do not have a substituent
which is easily degraded like an ester group, the substances
have low degradability. Further, the molecular design in
which the size of alkanesulfonic acid is changed is limited.
Moreover, the substances have problems such as expensive
starting materials containing fluorine.

For example, as the circuit line width is reduced, the influ-
ence of contrast degradation by acid diffusion becomes more
serious for a resist composition. This is because the pattern
size approaches the diffusion length of acid. As a gap (mask
error factor (MEF)) in the size on a wafer relative to a gap in
the size of'a mask is increased, mask fidelity is decreased and
pattern rectangularity is degraded. Accordingly, in order to
obtain more benefits from a reduction of the wavelength of
light source and an increase of NA, it is necessary that disso-
Iution contrast be increased or acid diffusion be suppressed as
compared with the conventional material.

Patent Document 9 discloses alkanecarbonyloxy-1,1,3,3,
3-pentafluoropropane sulfonate having 1 to 20 carbon atoms
or arenecarbonyloxy-1,1,3,3,3-pentafluoropropane sulfonate
having 1 to 20 carbon atoms, such as triphenylsulfonium
2-(adamantane-1-carbonyloxy)-1,1,3,3,3-pentafluoropro-
pane sulfonate, which is not sufficient to control diffusivity.

Patent Documents 10, 11, and 12 disclose photoacid gen-
erators generating a partially fluorinated-alkanesulfonic acid
having a polycyclic hydrocarbon group, which cannot
achieve sufficient resist performance. Since each photoacid
generator is a labile ester of difluoroacetic acid, the storage
stability of a resist composition containing the photoacid
generator may be particularly decreased.
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A certain gap in the exposure dose may be generated in the
actual production of a device. Therefore, an exposure margin
(EL) is required to keep a pattern profile that is substantially
the same even when some gap in the exposure dose is gener-
ated. While a further miniaturization of a pattern rule is
required, excellent performances of sensitivity, substrate
adhesion, and etching resistance are required. In addition, a
good exposure margin and mask fidelity are necessary with-
out degradation of a resolution.

In immersion lithography, there are problems. Minute
water droplets are left on a resist wafer after the exposure,
causing damages to the resist pattern profile, collapse or
deform into a T-top profile to the developed resist pattern.
Therefore, a patterning process which can form a good resist
pattern after development in immersion lithography is
required.
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SUMMARY OF THE INVENTION

It is desired that an acid generated from an acid generator
has acid strength sufficient to cut an acid labile group in a
resist composition, a good storage stability in the resist com-
position, a suitable diffusibility in the resist composition, a
low volatility, and a low elution volume into water, the
amounts of foreign substances is small after development and
peeling, and the degradability is good without burdening the
environment after completion of use for lithography. How-
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ever, an acid generated from the conventional photoacid gen-
erator does not satisfy these requirements.

A resist composition using the conventional photoacid
generator cannot solve the problems of exposure margin and
MEF without degradation of a resolution. Further, the width
of'line to be designed using the conventional acid generator is
small. As a result, the exposure condition, and the kind and
composition of a polymer are necessarily limited, and the
conventional acid generator cannot meet a variety of needs.

In view of the above situation, an object of the present
invention is to provide a novel acid generator suitable for an
acid generator of a resist composition, which solves the prob-
lems of exposure margin and MEF without degradation of a
resolution and can be widely and effectively used particularly,
achemically amplified resist composition using the same, and
a patterning process.

In order to solve the above-described problems, the present
invention provides an acid generator generating a sulfonic
acid represented by the following general formula (1) in
response to high-energy beam or heat,

O A
)J\ SO3H*
R O

F F

M

wherein R represents an oxirane ring or an oxetane ring, or a
substituted or an unsubstituted monovalent hydrocarbon
group having any of an oxirane ring and an oxetane ring, and
110 20 carbon atoms, optionally containing a heteroatom, and
A represents a hydrogen atom or a trifluoromethyl group.

Synthesis of such an acid generator is simply and various
molecular designs thereof are possible. Therefore, the
molecular design can be performed according to a condition
for a desired resist. When the acid generator is used for a
chemically amplified resist composition, an acid generator
having an excellent exposure margin and MEF without deg-
radation of a resolution is produced.

In this case, the acid generator generating a sulfonic acid
represented by the general formula (1) may be a sulfonium
salt represented by the following general formula (2),

@
0 A Il{l
)I\ SOy  ST—R?
R o) [
RZ
F F

wherein R and A represent the same meanings as before; each
of R', R?, and R? independently represents any of a linear or
a branched alkyl group, alkenyl group, and oxoalkyl group,
substituted or unsubstituted, having 1 to 10 carbon atoms, or
any of an aryl group, aralkyl group, and aryloxoalkyl group,
substituted or unsubstituted, having 6 to 18 carbon atoms, or
any two or more of R', R? and R® may be bonded to form a
ring together with the sulfur atom in the formula.

The sulfonium salt may be a sulfonium salt represented by
the following general formula (3),
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¥ © \ /\[‘to)p—R“}q

wherein R and A represent the same meanings as before; R*
represents a linear, a branched, or a cyclic alkyl group or
alkenyl group, substituted or unsubstituted, having 1 to 20
carbon atoms, or a substituted or an unsubstituted aryl group
having 6 to 14 carbon atoms; p represents 0 or 1; and q
represents an integer of 1 to 5.

As described above, the acid generator generating an acid
represented by the general formula (1) includes those repre-
sented by the general formulae (2) and (3).

The present invention provides a chemically amplified
resist composition containing a base resin, an acid generator,
a quencher, and an organic solvent, wherein the acid genera-
tor is the acid generator of the present invention.

The chemically amplified resist composition of the present
invention has a good exposure margin, and a high resolution
suitable for microfabrication.

The base resin is preferably a polymer containing a repeat-
ing unit having an acid labile group represented by the fol-
lowing general formula (4) and a repeating unit represented
by the following general formula (5),

Q)

®

H R
I I
H o
o
\
YL

wherein R' represents any of a hydrogen atom, a fluorine
atom, a methyl group, and a trifluoromethyl group; Z repre-
sents any of a single bond, a phenylene group, a naphthylene
group, and (main chain)-C(—0)—0—7'—; Z' represents a
linear, a branched, or a cyclic alkylene group having 1 to 10
carbon atoms, optionally containing any of a hydroxy group,
an ether bond, an ester bond, and a lactone ring, a phenylene
group, or a naphthylene group; XA represents an acid labile
group; and YL represents a hydrogen atom or a polar group
having one or more structures selected from a hydroxy group,
a cyano group, a carbonyl group, a carboxyl group, an ether
bond, an ester bond, a sulfonate ester bond, a carbonate bond,
alactone ring, a sultone ring, and a carboxylic acid anhydride.

A resin composition using such a base resin can have a high
resolution. Further, a chemically amplified resin composition
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6

using the acid generator of the present invention has a high
sensitivity and a high dry etching resistance, and in particular
is suitable for deep-ultraviolet lithography.

The present invention provides a patterning process includ-
ing a step of applying the chemically amplified resist compo-
sition to a substrate; a step of conducting heat-treatment; a
step of exposing the substrate to any of a KrF excimer laser, an
ArF excimer laser, EUV lithography, and an electron beam
through a photomask; a step of conducting heat-treatment;
and a step of developing it with a developer.

According to the patterning process of the present inven-
tion, a pattern having a very excellent pattern profile, rough-
ness, and exposure margin can be formed.

In the exposure, a liquid having a refractive index of 1.0 or
more can be placed between an applied resist film and a
projection lens to conduct immersion lithography.

As described above, in the exposure step of the present
invention, the immersion method in which immersion is con-
ducted by placing a liquid having a refractive index of 1.0 or
more between an applied resist film and a projection lens can
be used.

Further, a top coat may be formed on the applied resist film,
and the liquid may be placed between the top coat and the
projection lens to conduct immersion lithography.

Thus, the surface of the applied resist film can be protected
in immersion lithography, and therefore a pattern can be
formed more exactly.

Effects of Invention

As described above, the synthesis of the acid generator of
the present invention is simply and various molecular designs
thereof are possible. Therefore, the molecular design can be
performed according to a condition for a desired resist. When
the acid generator is used for a chemically amplified resist
composition, an acid generator having an excellent exposure
margin and MEF without degradation of a resolution is pro-
duced. The storage stability is also good. A chemically ampli-
fied resist composition containing the acid generator of the
present invention can be used to form a pattern having excel-
lent pattern profile and roughness, and in particular, a hole
pattern which having a good circularity without scum and
fitting in the bottom part of a hole even when miniaturization
is difficult as compared with a line pattern.

BRIEF DESCRIPTION OF THE DRAWINGS

FIG. 1 is a graph showing "H-NMR of [PAG intermediate]
in Synthesis Example 1-1,

FIG. 2 is a graph showing '°F-NMR of [PAG intermediate]
in Synthesis Example 1-1,

FIG. 3 is a graph showing 'H-NMR of [PAG-1] in Synthe-
sis Example 1-2, and

FIG. 4 is a graph showing '°F-NMR of [PAG-1] in Syn-
thesis Example 1-2.

DETAILED DESCRIPTION OF THE PREFERRED
EMBODIMENTS

Hereinafter, the present invention will be described in
detail.

As described above, when the conventional acid generator
used for a resist composition is used, the generated acid
cannot satisfy various characteristics, and in particular, can-
not solve the problems of exposure margin and the like with-
out degradation of a resolution. Further, the width ofline to be
designed using the conventional acid generator is small. As a
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result, the exposure condition, and the kind and composition
of a polymer are necessarily limited, and the conventional
acid generator cannot meet a variety of needs.

Inventors of the present invention have carried out exten-
sive investigation of acid generators used for a resist compo-
sition and as a result, found that an acid generator generating
an acid having a specific structure containing an oxirane ring
or an oxetane ring in the molecule can meet various charac-
teristics and solve the problems. The present invention has
been accomplished.

The acid generator of the present invention is characterized
by generating a sulfonic acid represented by the following
general formula (1) in response to high-energy beam or heat,

O A
)I\ SOyH"
R O

F F

M

wherein R represents an oxirane ring or an oxetane ring, or a
substituted or an unsubstituted monovalent hydrocarbon
group having any of an oxirane ring and an oxetane ring, and
1to 20 carbon atoms, optionally containing a heteroatom, and
A represents a hydrogen atom or a trifluoromethyl group.

One of characteristics of the acid generator of the present
invention is easiness of changing a structure represented by R
into various structures according to a method described
below. Thus, the degree of freedom of changing a structure is
high, and the resist characteristics can be easily adjusted by
modification of acyl group. Accordingly, an acid generator
having an appropriate structure of R can be selected accord-
ing to the exposure condition, and the kind and composition
of'a polymer.

The acid generator of the present invention having an
oxirane ring or an oxetane ring has an improved resist perfor-
mance, and in particular an improved exposure margin (EL).
It is estimated that an acid generated by exposure gathers
around an oxirane ring or an oxetane ring in the acid generator
of the present invention to cause a ring opening reaction,
resulting in a reaction with a carboxylic acid in a base resin, or
the acid generator itself is subjected to ring opening polymer-
ization to prevent the acid from moving, and as a result, acid
diffusion is reduced to improve the exposure margin (EL) and
MEF.

In the general formula (1), A represents a hydrogen atom or
a trifluoromethyl group.

R may be an oxirane ring or an oxetane ring, or a substi-
tuted or an unsubstituted monovalent hydrocarbon group hav-
ing any of an oxirane ring and an oxetane ring, and 1 to 20
carbon atoms, optionally containing a heteroatom. Examples
of' a monovalent hydrocarbon group having 1 to 20 carbon
atoms include an alkyl group such as a methyl group, an ethyl
group, a propyl group, an isopropy! group, a n-butyl group, a
sec-butyl group, a tert-butyl group, a pentyl group, a hexyl
group, a heptyl group, an octyl group, a cyclopentyl group, a
cyclohexyl group, a cycloheptyl group, a cyclopropylmethyl
group, a 4-methylcyclohexyl group, a cyclohexylmethyl
group, a norbornyl group, and an adamantyl group, an alkenyl
group such as a vinyl group, an allyl group, a propenyl group,
a butenyl group, a hexenyl group, and a cyclohexenyl group,
an aryl group such as a phenyl group, a naphthyl group, and a
thienyl group, and an aralkyl group such as a benzyl group, a
1-phenylethyl group, and a 2-phenylethyl group. Some
hydrogen atoms of the hydrocarbon group may be replaced by
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8

the hydrocarbon groups described above, or a heteroatom
such as an oxygen atom, a sulfur atom, a nitrogen atom, or a
halogen atom. As a result, a hydroxy group, a cyano group, a
carbonyl group, an ether bond, an ester bond, a sulfonate ester
bond, a carbonate bond, a lactone ring, a sultone ring, a
carboxylic acid anhydride, or a haloalkyl group may be
formed.

When R in the general formula (1) is a monovalent hydro-
carbon group, the monovalent hydrocarbon group further has
an oxirane ring or an oxetane ring.

Specific examples of the sulfonic acid represented by the
general formula (1) include as follows, but the present inven-
tion is not limited to these examples.

(PAG-1)
0 CF3
SO;H
O
@]
F F
(PAG-2)
[@]
SO;H
¢
[@]
F F
(PAG-3)
CF;
SO;H
(@]
F F
[@]
(PAG-4)
[@]
SO;H
¢
F F
[@]
(PAG-5)
0 CFs
SO;H
(0]
F F
[@]
(PAG-6)
[@]
SO;H
¢
F F
[@]
(PAG-T)
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-continued

[@]
SO;H
¢
F F
[@]
0 CF3
SO;H
O
@]
F F
[@]
SO;H
¢
@]
F F

0 CF;
SO;H
(0]
F F
[@]
[@]
SO;H
K
F F
[@]
0 CF;
SO;H
(0]
F F
[@]
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(PAG-8)
3
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o
10 fo)
(PAG-9)
/XS%H
F F
15
o
0 CF;
(PAG-10)
SO.H
20 fe)
o F T
0
(PAG-11) o5 SO4
K
0 F F
o CFs
30
o SO.H
(PAG-12) o
F F
o
35
SO.H
OQ)k K
(PAG-13) F F
40
0 CF;
SO5H
0
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In particular, a sulfonic acid in which a cyclic hydrocarbon
group is directly attached to the a-position of the carbonyl
group in the general formula (1) and the oxirane ring or
oxetane ring forms a condensed ring or a spiro ring together
with the cyclic hydrocarbon group is preferable since the
effect of suppressing acid diffusion is high and the resist
performance can be improved. Among the specific examples,
structures represented by PAG-1 to PAG-30 are preferable.

Sulfonic acids in which A in the general formula (1) is a
trifluoromethyl group are preferable since the effect of sup-
pressing acid diffusion is high and the resist performance can
be improved. Further, the sulfonic acids have an excellent
compatibility with other resist compositions, and various
compositions can be adopted. Among the specific examples,
structures represented by PAG-1, PAG-3, PAG-5, PAG-7,
PAG-9, PAG-11, PAG-13, PAG-15, PAG-17, PAG-19, PAG-
21, PAG-23, PAG-25, PAG-27, PAG-29, PAG-31, PAG-33,
PAG-35, PAG-37, PAG-39, PAG-41, PAG-43, PAG-45, PAG-
47, PAG-49, PAG-51, PAG-53, PAG-55, PAG-57, PAG-59,
and PAG-61 are preferable.

Accordingly, among sulfonic acids represented by the gen-
eral formula (1), structures represented by PAG-1, PAG-3,
PAG-5, PAG-7, PAG-9, PAG-11, PAG-13, PAG-15, PAG-17,
and PAG-19 are particularly preferable.

Examples of the acid generator generating a sulfonic acid
represented by the general formula (1) include, but not lim-
ited to, an onium salt (e.g., iodonium salt, sulfonium salt, and
ammonium salt). The acid generator is not limited as long as
it generates an acid represented by the general formula (1) in
response to high-energy beam or heat.

More specific examples of the acid generator include a
sulfonium salt represented by the following general formula

(2):
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In the general formula (2), R and A represent the same
meanings as before; each of R', R? and R? independently
represents any of a linear or a branched alkyl group, alkenyl
group, and oxoalkyl group, substituted or unsubstituted, hav-
ing 1 to 10 carbon atoms, or any of an aryl group, aralkyl
group, and aryloxoalkyl group, substituted or unsubstituted,
having 6 to 18 carbon atoms, or any two or more of R', R?, and
R? may be bonded to form a ring together with the sulfur atom
in the formula.

Specifically, examples of the alkyl group include a methyl
group, an ethyl group, a propyl group, an isopropyl group, a
n-butyl group, a sec-butyl group, a tert-butyl group, a pentyl
group, a hexyl group, a heptyl group, an octyl group, a cyclo-
pentyl group, a cyclohexyl group, a cycloheptyl group, a
cyclopropylmethyl group, a 4-methylcyclohexyl group, a
cyclohexylmethyl group, a norbornyl group, and an adaman-
tyl group. Examples of the alkenyl group include a vinyl
group, an allyl group, a propenyl group, a butenyl group, a
hexenyl group, and a cyclohexenyl group. Examples of the
oxoalkyl group include a 2-oxocyclopentyl group, a 2-oxo-
cyclohexyl group, a 2-oxopropyl group, a 2-oxoethyl, group,
a 2-cyclopentyl-2-oxoethyl group, a 2-cyclohexyl-2-oxoet-
hyl group, and a 2-(4-methylcyclohexyl)-2-oxoethyl group.

Examples of the aryl group include a phenyl group, a
naphthyl group, a thienyl group, an alkoxyphenyl group such
as a 4-hydroxyphenyl group, a 4-methoxyphenyl group, a
3-methoxyphenyl group, a 2-methoxyphenyl group, a
4-ethoxyphenyl group, a 4-tert-buthoxyphenyl group, and a
3-tert-buthoxyphenyl group, an alkylphenyl group such as a
2-methylphenyl group, a 3-methylphenyl group, a 4-meth-
ylphenyl group, a 4-ethylphenyl group, a 4-tert-butylphenyl
group, a 4-n-butylphenyl group, and a 2,4-dimethylphenyl
group, an alkylnaphthyl group such as a methylnaphthyl
group, and an ethylnaphtyl group, an alkoxynaphthyl group
such as a methoxynaphthyl group, and an ethoxynaphthyl
group, a dialkylnaphthyl group such as a dimethylnaphthyl
group, and an diethylnaphtyl group, and an dialkoxynaphthyl
group such as a dimethoxynaphthyl group, and a diethox-
ynaphthyl group. Examples of the aralkyl group include a
benzyl group, a 1-phenylethyl group, and a 2-phenylethyl
group. Examples of the aryloxoalkyl group include a 2-aryl-
2-oxoethyl group such as a 2-phenyl-2-oxoethyl group, a
2-(1-naphthyl)-2-oxoethyl group, and a 2-(2-naphthyl)-2-
oxoethyl group.

When any two or more of R*, R?, and R* may be bonded to
form a ring together with the sulfur atom in the formula,
examples of a group forming the ring structure include a
divalent organic group such as 1,4-butylene and 3-oxa-1,5-
pentylene. Further, examples of a substituent include an aryl
group having a polymerizable substituent such as an acryloy-
loxy group and a methacryloyloxy group. Specific example
thereof include a 4-acryloyloxyphenyl group, a 4-methacry-
loyloxyphenyl group, a 4-acryloyloxy-3,5-dimethylphenyl
group, a 4-methacryloyloxy-3,5-dimethylphenyl group, a
4-vinyloxyphenyl group, and a 4-vinylphenyl group.

Specific examples of a sulfonium cation include triphenyl-
sulfonium, 4-hydroxyphenyldiphenylsulfonium, bis(4-hy-
droxyphenyl)phenylsulfonium, tris(4-hydroxyphenyl)sulfo-
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nium, 4-tert-butoxyphenyldiphenylsulfonium, bis(4-tert-
butoxyphenyl)phenylsulfonium, tris(4-tert-butoxyphenyl)
sulfonium, 3-tert-butoxyphenyldiphenylsulfonium, bis(3-
tert-butoxyphenyl)phenylsulfonium, tris(3-tert-
butoxyphenyl)sulfonium, 3,4-di-tert-
butoxyphenyldiphenylsulfonium, bis(3,4-di-tert-
butoxyphenyl)phenylsulfonium, tris(3,4-di-tert-
butoxyphenyl)sulfonium, diphenyl(4-thiophenoxyphenyl)
sulfonium, 4-tert-
butoxycarbonylmethyloxyphenyldiphenylsulfonium, tris(4-
tert-butoxycarbonylmethyloxyphenyl)sulfonium,  (4-tert-
butoxyphenyl)bis(4-dimethylaminophenyl)sulfonium, tris
(4-dimethylaminophenyl)sulfonium,
2-naphthyldiphenylsulfonium,
ylphenyl)diphenylsulfonium,  (4-n-hexyloxy-3,5-dimeth-
ylphenyl)diphenylsulfonium,  dimethyl(2-naphthyl)sulfo-
nium, 4-hydroxyphenyldimethylsulfonium,
4-methoxyphenyldimethylsulfonium, trimethylsulfonium,
2-oxocyclohexylcyclohexylmethylsulfonium, trinaphtylsul-
fonium, tribenzylsulfonium, diphenylmethylsulfonium, dim-
ethylphenylsulfonium, 5-phenyldibenzothiophenium,
10-phenylphenoxathiinium, 2-0xo-2-phenylethylthiacyclo-
pentanium, diphenyl-2-thienylsulfonium, 4-n-butoxynaph-
thyl-1-thiacyclopentanium,  2-n-butoxynaphthyl-1-thiacy-
clopentanium, 4-methoxynaphthyl-1-thiacyclopentanium,
and 2-methoxynaphthyl-1-thiacyclopentanium.

Preferred examples thereof include triphenylsulfonium,
4-tert-butylphenyldiphenylsulfonium, 4-tert-butoxyphenyl-
diphenylsulfonium, tris(4-tert-butylphenyl)sulfonium, and
4-tert-butoxycarbonylmethyloxyphenyldiphenylsulfonium.
Further, examples thereof include 4-methacryloyloxyphenyl-
diphenylsulfonium, 4-acryloyloxyphenyldiphenylsul-
fonium, 4-methacryloyloxyphenyldimethylsulfonium,
4-acryloyloxyphenyldimethylsulfonium, (4-methacryloy-
loxy-3,5-dimethylphenyl)diphenylsulfonium, and (4-acry-
loyloxy-3,5-dimethylphenyl)diphenylsulfonium. On the
polymerizable sulfonium cation, Japanese Patent Laid-Open
Publication Nos. 4-230645 and 2005-84365 can be used for
reference. The polymerizable sulfonium salt can be used as a
monomer which is a component of a polymer described
below.

For example, the acid generator of the present invention
may be a sulfonium salt represented by the following general
formula (3):

(4-hydroxy-3,5-dimeth-

&)
(€] A —
)I\ S05  *g
F F O)P_R }q

In the general formula (3), R and A represent the same
meanings as before. The site of substitution of a R*—(Oy—
group is not particularly limited, and the 4-position or 3-po-
sition of a phenyl group is preferable, and the 4-position is
more preferable. R* represents a linear, a branched, or a cyclic
alkyl group or alkenyl group, substituted or unsubstituted,
having 1 to 20 carbon atoms, or a substituted or an unsubsti-
tuted aryl group having 6 to 14 carbon atoms. Specific
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examples of R* include a methyl group, an ethyl group, a
n-propyl group, a sec-propyl group, a cyclopropyl group, a
n-butyl group, a sec-butyl group, an isobutyl group, a tert-
butyl group, a n-pentyl group, a cyclopentyl group, a n-hexyl
group, a cyclohexyl group, a n-octyl group, a n-decyl group,
an-dodecyl group, a trifluoromethyl group, a phenyl group, a
4-methoxyphenyl group, and a 4-tert-butylphenyl group. In
addition, when p represents 1, examples thereof include an
acryloyl group, a methacryloyl group, a vinyl group, and an
allyl group. p represents 0 or 1. q represents an integer of 1 to
5, preferably 1.

Specific examples of a sulfonium cation include 4-meth-
ylphenyldiphenylsulfonium, 4-ethylphenyldiphenylsulfo-
nium, 4-tert-butylphenyldiphenylsulfonium, 4-cyclohexy-
Iphenyldiphenylsulfonium, 4-n-
hexylphenyldiphenylsulfonium, 4-n-
octylphenyldiphenylsulfonium,
4-methoxyphenyldiphenylsulfonium, 4-ethoxyphenyldiphe-
nylsulfonium, 4-tert-butoxyphenyldiphenylsulfonium, 4-cy-
clohexyloxyphenyldiphenylsulfonium, 4-n-hexyloxyphenyl-
diphenylsulfonium, 4-n-octyloxyphenyldiphenylsulfonium,
4-dodecyloxyphenyldiphenylsulfonium,  4-triffuorometh-
ylphenyldiphenylsulfonium, 4-trifluoromethyloxyphenyl-
diphenylsulfonium,  4-tert-butoxycarbonylmethyloxyphe-
nyldiphenylsulfonium,
4-methacryloyloxyphenyldiphenylsulfonium, 4-acryloylox-
yphenyldiphenylsulfonium, (4-n-hexyloxy-3,5-dimeth-
ylphenyl)diphenylsulfonium, (4-methacryloyloxy-3,5-dim-
ethylphenyl)diphenylsulfonium, and (4-acryloyloxy-3,5-
dimethylphenyl)diphenylsulfonium.

Herein, a method for synthesizing a sulfonium salt repre-
sented by the general formula (2) which is one of the acid
generators of the present invention which generate an acid
represented by the general formula (1) will be described.

A synthesizing method in which A represents a trifluorom-
ethyl group will be first described as one example.

With reference to Japanese Patent Laid-Open Publication
No.2007-145804, a triphenylsulfonium salt of 1,1,3,3,3-pen-
tafluoro-2-hydroxypropane sulfonic acid is prepared, and
reacted with a carboxylic acid halide or a carboxylic acid
anhydride to form an ester. At this time, when the carboxylic
acid halide or carboxylic acid anhydride to be reacted has an
oxirane ring or an oxetane ring, a skeleton corresponding to
an anion part of photoacid generator of the present invention
can be constructed. Alternatively, a skeleton of oxirane ring or
oxetane ring may be introduced after an esterification reac-
tion. For example, a carboxylic acid halide having an alkene
moiety is reacted with an onium salt of'1,1,3,3,3-pentatluoro-
2-hydroxypropane sulfonic acid to form an ester, and the
alkene moiety is oxidized by the conventional method to
introduce an oxirane ring skeleton. For example, m-chlo-
robenzoic acid can be used as an oxidizing agent.

The esterification reaction can be performed in accordance
with the conventional method. For example, the preparation
can be easily accomplished by reaction of a triphenylsulfo-
nium salt of 1,1,3,3,3-pentafluoro-2-hydroxypropane sul-
fonic acid with a carboxylic acid halide under basic condi-
tions.

In the above-described description, a triphenylsulfonium
salt is used as a cation. With reference to Japanese Patent
Laid-Open Publication No. 2007-145804, when a cation of an
onium salt of 1,1,3,3,3-pentafluoro-2-hydroxypropane sul-
fonic acid is changed into a cation other than triphenylsulfo-
nium and the same esterification reaction is then performed,
the cation moiety of photoacid generator of the present inven-
tion can be easily changed into a cation other than triphenyl-
sulfonium.
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A method for synthesizing the sulfonium salt ofthe present
invention represented by the general formula (2) wherein A
represents a hydrogen atom will be then described as one
example.

A sulfonium salt (acid generator) of the present invention
represented by the general formula (2) wherein A represents
ahydrogen atom can be synthesized in the same manner as in
the case where A represents a trifluoromethyl group except
that a sulfonium salt having 1,1-difluoro-2-hydroxyethane-
sulfonate is used instead of a sulfonium salt having 1,1,3,3,
3-pentafluoro-2-hydroxypropanesulfonate.

Further, the sulfonium salt having 1,1-difluoro-2-hydroxy-
ethanesulfonate can be synthesized with reference to Japa-
nese Patent Laid-Open Publication No. 2011-013479.

A method for synthesizing the acid generator ofthe present
invention which generates an sulfonic acid represented by the
general formula (1) is as defined above, but is one of the
methods. The present invention is not limited to the method.
[Chemically Amplified Resist Composition]

The present invention provides a chemically amplified
resist composition. The acid generator of the present inven-
tion (which generates a sulfonic acid represented by the gen-
eral formula (1) in response to high energy irradiation or heat)
is used for the chemically amplified resist composition of the
present invention.

The chemically amplified resist composition of present
invention is characterized by containing a base resin, an acid
generator, a quencher, and an organic solvent, wherein the
acid generator is the acid generator of the present invention.

In the chemically amplified resist composition of the
present invention, the acid generator of the present invention
is as described above. The amount of the acid generator to be
blended is preferably 0.1 to 80 parts by mass, particularly
preferably 1 to 40 parts by mass, relative to 100 parts by mass
of base resin. When the amount falls within the above-de-
scribed range, the resolution is improved, and a problem of
foreign material upon development and resist film peeling is
not caused.

The acid generator of the present invention may be used
alone or as a mixture of two or more kinds of them.

The chemically amplified resist composition of the present
invention may contain an acid generator other than the acid
generator according to the present invention. The acid gen-
erator other than the acid generator according to the present
invention (other acid generator) may be a compound gener-
ating an acid under high energy irradiation or heat. A suitable
photoacid generator includes sulfonium salt, iodonium salt,
sulfonyldiazomethane, N-sulfonyloxyimide, and oxime-O-
sulfonate acid generators.

The amount of the other acid generator to be added in the
chemically amplified resist composition of the present inven-
tion is preferably 0.1 to 80 parts by mass, particularly prefer-
ably 0.1 to 40 parts by mass, relative to 100 parts by mass of
base resin in the resist composition. When the ratio of the
other photoacid generator falls within the above-described
range, the resolution is improved, and a problem of foreign
material upon development and resist film peeling is not
caused.

The other photoacid generators may be used alone or as a
mixture of two or more kinds of them. Further, the transmit-
tance of the applied resist film can be controlled by using a
photoacid generator having a low transmittance at the expo-
sure wavelength and adjusting the amount of the photoacid
generator to be added.

The base resin is preferably a polymer containing a repeat-
ing unit having an acid labile group represented by the fol-
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lowing general formula (4) and a repeating unit represented
by the following general formula (5),

@)

®)

H R
I I
H o
0
\
YL

wherein R' represents any of a hydrogen atom, a fluorine
atom, a methyl group, and a trifluoromethyl group; Z repre-
sents any of a single bond, a phenylene group, a naphthylene
group, and (main chain)-C(—0)—0—Z'—; Z' represents a
linear, a branched, or a cyclic alkylene group having 1 to 10
carbon atoms, optionally containing any of a hydroxy group,
an ether bond, an ester bond, and a lactone ring, a phenylene
group, or a naphthylene group; XA represents an acid labile
group; and YL represents a hydrogen atom or a polar group
having one or more structures selected from a hydroxy group,
a cyano group, a carbonyl group, a carboxyl group, an ether
bond, an ester bond, a sulfonate ester bond, a carbonate bond,
alactone ring, a sultone ring, and a carboxylic acid anhydride.

Structures in which 7 in the general formula (4) is changed
may be specifically exemplified as follows.
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-continued -continued
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o  Under the action of acid, a polymer containing a repeating
unit repeated by the general formula (4) is decomposed to
produce a carboxylic acid, turning to be an alkali soluble

O o polymer. As the acid labile group XA, various groups may be
7/0\ used. Specific examples of the acid labile group include
XA O\ 65 groups represented by the following general formulae (1) to

© XA (L4), a tertiary alkyl group having 4 to 20 carbon atoms,

preferably 4 to 15 carbon atoms, a trialkylsilyl group in which
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each alkyl moiety has 1 to 6 carbon atoms, and an oxoalkyl
group having 4 to 20 carbon atoms.

Y
REOI

----C—OR3

RL02
L2)

----- (CH,),—C—OR!"

@L3)
RLOS

(CHa)y
(CH=CH),s

4
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/I
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L06 R R 08

In the formula, the broken line represents an atomic bond-
ing (hereinafter as the same).

In the formula (L1), R*°* and R*°? represent a hydrogen
atom or a linear, a branched, a cyclic alkyl group having 1 to
18 carbon atoms, preferably 1 to 10 carbon atoms, and
examples thereof include a methyl group, an ethyl group, a
propyl group, an isopropyl group, a n-butyl group, a sec-butyl
group, a tert-butyl group, a cyclopentyl group, a cyclohexyl
group, a 2-ethylhexyl group, a n-octyl group, a norbornyl
group, a tricyclodecanyl group, a tetracyclododecanyl group,
and an adamantyl group. R*®® represents a monovalent
hydrocarbon group having 1 to 18 carbon atoms, preferably 1
to 10 carbon atoms, optionally containing a heteroatom such
as an oxygen atom. Examples thereof include a linear, a
branched, or a cyclic alkyl group, and substituted forms of the
alkyl group in which some hydrogen atoms are substituted by
a hydroxy group, an alkoxy group, an 0xo group, an amino
group, or an alkylamino group. Specific examples of the
linear, branched, or cyclic alkyl group include a methyl
group, an ethyl group, a propyl group, an isopropyl group, a
n-butyl group, a sec-butyl group, a tert-butyl group, a cyclo-
pentyl group, a cyclohexyl group, a 2-ethylhexyl group, a
n-octyl group, a norbornyl group, a tricyclodecanyl group, a
tetracyclododecanyl group, and an adamanty] group. Specific
examples of substituted alkyl groups include as follows.

NSNS
NG N .

e N
\[O>:O

A pair of R¥®! and R*92, R*®! and R, or R%°? and R***
may be bonded with each other to form a ring together with
the carbon atom and the oxygen atom to which they are
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attached. When they form a ring, each group forming the ring
of R¥', R%%2, and R*°? is a linear or a branched alkylene
group having 1 to 18 carbon atoms, preferably 1 to 10 carbon
atoms.

In the formula (L2), R*** represents a tertiary alkyl group
having 4 to 20 carbon atoms, preferably 4 to 15 carbon atoms,
a trialkylsilyl group in which each alkyl group has 1 to 6
carbon atoms, an oxoalkyl group having 4 to 20 carbon atoms,
or a group represented by the general formula (L1). Specific
examples of the tertiary alkyl group include a tert-butyl
group, a tert-amyl group, a 1,1-diethylpropyl group, a 2-cy-
clopentylpropan-2-yl group, a 2-cyclohexylpropan-2-yl
group, a 2-(bicyclo[2.2.1]heptan-2-yl)propan-2-yl group, a
2-(adamantan-1-yl)propan-2-yl group, a 1-ethylcyclopentyl
group, a l-butylcyclopentyl group, a 1-ethylcyclohexyl
group, a 1-butylcyclohexyl group, a 1-ethyl-2-cyclopentenyl
group, a l-ethyl-2-cyclohexenyl group, a 2-methyl-2-ada-
mantyl group, and a 2-ethyl-2-adamantyl group. Specific
examples of the trialkylsilyl group include a trimethylsilyl
group, a triethylsilyl group, and a dimethyl-tert-butylsilyl
group. Specific examples of the oxoalkyl group include a
3-oxocyclohexyl group, a 4-methyl-2-oxooxan-4-yl group,
and a 5-methyl-2-oxooxolan-5-yl group. y represents an inte-
ger of 0 to 6.

In the formula (L3), R**° represents a linear, a branched, or
a cyclic alkyl group having 1 to 8 carbon atoms optionally
substituted or an aryl group having 6 to 20 carbon atoms
optionally substituted. Specific examples of an alkyl group
optionally substituted include a linear, a branched, or a cyclic
alkyl group such as a methyl group, an ethyl group, a propyl
group, an isopropyl group, a n-butyl group, a sec-butyl group,
a tert-butyl group, a tert-amyl group, a n-pentyl group, a
n-hexyl group, a cyclopentyl group, and a cyclohexyl group,
and substituted forms of the alkyl group in which some hydro-
gen atoms are substituted by a hydroxy group, an alkoxy
group, a carboxy group, an alkoxycarbonyl group, an oxo
group, an amino group, an alkylamino group, a cyano group,
a mercapto group, an alkylthio group, or a sulfo group. Spe-
cific examples of an aryl group optionally substituted include
a phenyl group, a methylphenyl group, a naphthyl group, an
anthryl group, a phenanthryl group, and a pyrenyl group. m' is
Oor 1, and n'is one of 0, 1, 2, and 3, wherein is 2 or 3.

In the formula (L4), R%°° represents a linear, a branched, or
a cyclic alkyl group having 1 to 8 carbon atoms optionally
substituted or an aryl group having 6 to 20 carbon atoms
optionally substituted, and may be specifically the same as
those exemplified for R*°°. Each of R*°7 to R*'® indepen-
dently represents a hydrogen atom or a monovalent hydrocar-
bon group having 1 to 15 carbon atoms, and specific examples
thereof include a linear, a branched, or a cyclic alkyl group
such as a methyl group, an ethyl group, a propyl group, an
isopropyl group, a n-butyl group, a sec-butyl group, a tert-
butyl group, a tert-amyl group, a n-pentyl group, a n-hexyl
group, a n-octyl group, a n-nonyl group, a n-decyl group, a
cyclopentyl group, a cyclohexyl group, a cyclopentylmethyl
group, a cyclopentylethyl group, a cyclopentylbutyl group, a
cyclohexylmethyl group, a cyclohexylethyl group, and a
cyclohexylbutyl group, and substituted forms of the alkyl
group in which some hydrogen atoms are substituted by a
hydroxy group, an alkoxy group, a carboxy group, an alkoxy-
carbonyl group, an oxo group, an amino group, an alkylamino
group, a cyano group, a mercapto group, an alkylthio group,
or a sulfo group. Two of R*°7 to R*'® may be bonded with
each other to form a ring together with the carbon atom to
which they are attached (e.g., R%°7 and R%°%, R*%7 and R*%,
RLO7 and RLIO, RLOS and RLIO, RL09 d RLIO RLll nd RL12
and R*'? and R*'*). In this case, groups involved in the bond
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represent divalent hydrocarbon groups having 1 to 15 carbon
atom, specifically groups obtained by eliminating one hydro-
gen atom from those exemplified for the monovalent hydro-
carbon groups. Further, R*°” to R**® may form a double bond
by a direct bond between groups connected to adjacent car-
bons (e.g., R¥°7 and RY%°, R*%® and R%**, R**® and R***, and
REM“ and RLIS).

Of'the acid labile group represented by the formula (I.1), a
linear or a branched group is specifically as follows.

Specific examples of cyclic groups among the acid labile
groups represented by the formula (I.1) may include a tet-
rahydrofuran-2-yl group, a 2-methyltetrahydrofuran-2-yl
group, a tetrahydropyran-2-yl group, and a 2-methyltetrahy-
dropyran-2-yl group.

Specific examples of the acid labile group of the formula
(L2) include a tert-butoxycarbonyl group, a tert-butoxycar-
bonylmethyl group, a tert-amyloxycarbonyl group, a tert-
amyloxycarbonylmethyl group, a 1,1-diethylpropyloxycar-
bonyl group, a 1,1-diethylpropyloxycarbonylmethyl group, a
1-ethylcyclopentyloxycarbonyl group, a 1-ethylcyclopenty-
loxycarbonylmethyl group, a 1-ethyl-2-cyclopentenyloxy-
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carbonyl group, a 1-ethyl-2-cyclopentenyloxycarbonylm-
ethyl group, a 1-ethoxyethoxycarbonylmethyl group, a
2-tetrahydropyranyloxycarbonylmethyl group, and a 2-tet-
rahydrofuranyloxycarbonylmethyl group.

Specific examples of the acid labile group of the formula
(L3) include a 1-methylcyclopentyl group, a 1-ethylcyclo-
pentyl group, a 1-n-propylcyclopentyl group, a 1-isopropyl-
cyclopentyl group, a 1-n-butylcyclopentyl group, a 1-sec-
butylcyclopentyl group, a 1-cyclohexylceyclopentyl group, a
1-(4-methoxy-n-butyl)cyclopentyl group, a 1-methylcyclo-
hexyl group, a 1-ethylcyclohexyl group, a 3-methyl-1-cyclo-
penten-3-yl group, a 3-ethyl-1-cyclopenten-3-yl group, a
3-methyl-1-cyclohexen-3-yl group, and a 3-ethyl-1-cyclo-
hexen-3-yl group.

The acid labile group of the formula (L4) is particularly
preferably groups represented by the following formulae (L4-

1) to (L4-4):

14-1)
RL41

14-2)
RL41

14-3)

1{6%
(14-4)

R[Al

In the general formulae (1.4-1) to (L4-4), the broken line
represents a bonding site and direction, and R**!' indepen-
dently represents a monovalent hydrocarbon group such as a
linear, a branched, or a cyclic alkyl group having 1 to 10
carbon atoms. Specific examples thereof include a methyl
group, an ethyl group, a propyl group, an isopropyl group, a
n-butyl group, a sec-butyl group, a tert-butyl group, a tert-
amyl group, a n-pentyl group, a n-hexyl group, a cyclopentyl
group, and a cyclohexyl group.

In the general formulae (I.4-1) to (L.4-4), an enantiomer or
a diastereomer may exist, but each of the general formulae
(L4-1) to (L.4-4) represents all the stereoisomers thereof. The
stereoisomers may be used alone or as a mixture.

For example, the general formula (L4-3) represents one or

two mixtures selected from the groups represented by the
following general formulae ([.4-3-1) and (1.4-3-2):
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(14-3-1)
ﬁ
(14-3-2)
R[Al

Further, the general formula (I.4-4) represents one or more
mixtures selected from the groups represented by the follow-
ing general formulae (I4-4-1) to (L4-4-4):

R[Al

RL41

I@

The general formulae (L4-1) to (L4-4), (L4-3-1), (L4-3-2),
and (L.4-4-1) to (L4-4-4) represent enantiomers thereof and
enantiomeric mixtures.

It is noted that in the formulae (L4-1) to (L4-4), (L4-3-1),
(L4-3-2), and (1.4-4-1) to (1.4-4-4), the bond direction is on
the exo side relative to the bicyclo[2.2.1heptane ring, which
ensures high reactivity for an acid catalyzed elimination reac-
tion (see Japanese Patent Laid-Open Publication No. 2000-
336121). In preparation of these monomers having a tertiary
exo-alkyl group of bicyclo[2.2.1]heptane skeleton as a sub-
stituent, monomers substituted by an endo-alkyl group rep-
resented by the following general formulae (I.4-1-endo) to
(L4-4-endo) may exist. For good reactivity, an exo proportion
is preferably 50% by mole or more, more preferably 80% by
mole or more.

(L4-4-1)

(L4-4-2)

(14-4-3)

(L4-4-4)

10

15

20

25

30

28
(L4-1-endo)
R{Ab
(L4-2-endo)
(L4-3-endo)
(L4-4-endo)

Specific examples of the acid labile group of the formula
(L4) include the following groups,

A tertiary alkyl group having 4 to 20 carbon atoms, a
trialkylsilyl group in which each alkyl group has 1 to 6 carbon
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atoms, and an oxoalkyl group having 4 to 20 carbon atoms
may be specifically the same groups as those exemplified for
RLO4.

The repeating unit represented by the general formula (4)
may be specifically, but not limited to, as follows.
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